We report the crystal structures, superconductivity and normal state properties of two iron-based materials, Li0.15(C3H10N2)0.32FeSe (P-4) and Lix(C3H10N2)0.32FeSe (P4/nmm, 0. 
I.

Introduction
The Fermi surface (FS) topology have been considered as a key ingredient in understanding the mechanism of the iron-based superconductors (FeSCs) . As revealed by angle-resolved photoemission spectroscopy (ARPES) and band structure calculations, the superconductivity and normal state of FeSCs are governed by their electronic structure involving the Fe 3d orbitals crossing the Fermi energy. In ironpnictide materials, superconductivity generally emerges close to the disappearance of an antiferromagnetic (AFM) ordered state [1] , and the maximum Tc is achieved with the presence of both hole and electron like pockets near the Brillouin zone center (Γ point) and corners (M point), respectively [2] . It is hence proposed that the electron scattering between the hole and electron pockets favored by the antiferromagnetic fluctuations is responsible for electron pairing in the iron-based superconductors [3, 4] . This picture, however, is recently challenged with the discovery of several electrons doped FeSe-derived systems, including KxFe2-ySe2 [5, 6] , (Li,Fe) OHFeSe [7, 8, 9] , molecular intercalated FeSe [10, 11, 12, 13, 14] as well as monolayer FeSe [15, 16] , wherein only the 'electron pockets' are observed near the fermi surface. The findings raise a fundamental question of whether iron pnictides and chalcogenides have different pairing mechanisms, and hence have attracted intensive research interests. Then, a coming question is whether it is possible to bring the missing hole pockets back into the electron-doped FeSe-derived superconductors, subsequent investigations may help bridge up the essential physics between the two large family of FeSCs.
Without electron doping, FeSe is a typical compensated semimetal with its FS consisting of both hole and electron bands, in analogue to iron-pnictide materials [2, 17] .
In fact, the hall coefficient of bulk FeSe changed sign several times with elevating temperature [18] . A notable feature of this compound is it undergoes a 'nematic' structural transition at Ts ∼ 87 K but does not order magnetically at any temperature [17] . However, high pressure can effectively induce the missing static magnetic order in undoped FeSe, and significantly increased the Tc up to 37 K [19, 20] . Recently, Sun et al. reported the normal-state Hall resistivity of FeSe also changed sign from negative to positive under high pressure [21] , demonstrating enlarged hole pockets and enhanced interband spin fluctuations, in analogue to the observations in high-Tc pnictide systems.
In sharp contrast, the sufficiently high electron doping (>10 21 /cm 3 ) in intercalated FeSe system give rise to a FS consist of only 'electron pocket', distinct to pnictides as well as undoped FeSe [6, 8, 16] . Moreover, subsequent Hall resistivity measurements on AxFe2-ySe2 and (Li,Fe)OHFeSe [ 22 , 23 , 24 , 25 ] [26] . More intriguing, the sign reversal temperature is found directly correlated to the layer thickness, suggesting the Lifshitz transition could be related to the reduced dimensionality in the FeSe system.
The findings strongly motivate further investigations on the interplays between the dimensionality of the crystal structure, temperature, carrier doping and the Fermi surface topology in hyper-expanded FeSe systems, for example, the large organic molecular intercalated FeSe superconductors.
In this study, we report the crystal structures, superconductivity and Hall resistivity of 1,3-Diaminopropane molecular intercalated FeSCs, Lix(C3H10N2)0.32FeSe (x = 0.15, 0.2~0.4), the orbital resolved electronic structure of this system is also obtained based on experimental structural values at low temperature. Our results identified two new high-Tc superconducting phases with FeSe layer distance extended up to ~10.9Ǻ.
Further fitting on the resistivity in terms of the Lawrence-Doniach model suggests the superconductivity in the two compounds show obvious quasi-2D characteristics.
Intriguingly, a universal sign reverse of Hall coefficient (RH) from negative to positive is observed at ~ 185 K in both superconducting phases with increasing temperatures, regardless of their differences in symmetry and doping levels. First principle calculations revealed the increase in FeSe layer distance will reconstruct the Fermi surface and generate a new hole pocket around Γ point in the Brillouin Zone, which may explain why the missing 'hole pockets' reemerged in these low dimensional FeSederived superconductors at high temperatures.
II. Experimental Method
All sample manipulations were carried out in an argon-filled dry box with an O2 and H2O content below 1 ppm. Tetragonal Fe1+δSe was synthesized following the method described in Ref. [17] . Anhydrous 1,3-Diaminopropane (1,3-DIA) (Sinopharm Chemical Reagent, 99.0% purity) was purified following the method in Ref. [27 ] .
Polycrystalline Lix(C3H10N2)yFeSe (x = 0.15, 0.2, 0.25, 0.4, 0.6) samples were prepared by solvent-thermal method. In a typical synthesis, 0.0045 mole Fe1+δSe powder and ratio of the nominal mole Li pieces (Alfa Aesar, 99.9% purity) and 10 mL ultra-dried 1,3-Diaminopropane were placed in a silica ampoule and then sealed. The ampule was heated at 473.15 K for 12 h in an oven, followed by opening the ampoule in an argonfilled dry box and thoroughly rinsing with fresh 1,3-Diaminopropane. Finally, the solvent was removed under vacuum, and the dark black product was loaded into the measurement cell for structure and physical properties characterization.
X-ray powder diffraction patterns were used for the purpose of phase characterization and structure solution. Room temperature power X-ray diffraction (PXRD) spectra of The first principles calculations were performed with the Vienna ab-initio simulation package (VASP) [28, 29] . We employed the generalized gradient approximation (GGA) in the form of the Perdew-Burke-Ernzerhof (PBE) for the exchange-correlation potentials [30 ] . The energy cut-off for the plane wave expansion is 500 eV. The 
III. Results and Discussion
A. Superconducting Phases
Figure S1 Table I . It is worth noting that the tunable dopant concentration in Lix(C3H10N2)yFeSe (phase II, 0.25 ≤ x ≤ 0.4) is in contrast to the discreet metal concentrations found in known intercalated FeSe systems [10, 11] , suggesting the organic molecule intercalated
FeSe may serve an ideal platform to investigate the influence of carrier concentration to superconductivity in FeSe system.
As shown in Table I 
B. Crystal structures
As shown in Fig. 1(a) , the crystal structure of Li0.15(C3H10N2)0.32FeSe (phase I, space group P-4) was resolved by ab initio structure determination from PXRD data. Rietveld refinement is performed based on this structure model and produced a satisfying fit to the diffraction pattern, with Rp = 2.35% and Rwp = 3.56% at 295 K. As shown in Figure   1a , the intercalated C3H10N2 molecules were centered on general crystallographic positions 4h site: (x, y, z), and disordered over four diagonal orientations. Under the refined structure model, the two shortest H-Se distances in the compound are 2.765(4) Å and 2.779(2) Å, respectively, in consistence with normal hydrogen bonding interactions [10, 31] 
C. Low-temperature crystal structures
For iron pnictides, a tetragonal-to-orthorhombic structural transition (from C4 symmetry to C2 symmetry) is often observed in the under-doped states. To determine the evolution of Lix(C2H8N2)0.5Fe2Se2 crystal structure at low temperatures, X-ray powder-diffraction data were collected for the least electron doped sample (x=0.15) at T = 85 K, 110 K, 130 K, 150K, 170K, 200K and 295 K, respectively. Figure S2~8 shows the observed, calculated, and difference diffraction profiles for Li0.15(C3H0N2)0.32Fe2Se2. The low temperature patterns can all be well fitted by the room temperature structure model in the space group P-4, indicating no 'nematic' phase transition occurred between 85 K and 250 K. The temperature dependence of unit-cell parameters a and c values, the Se-Fe-Se bond angles, Fe-Se bond lengths as well as the anion height at the measured temperatures are plotted in Figure S9 . From 85 K to room temperature, the lattice parameter a increases only by 0.075%, whereas the lattice parameter c expand more obvious by 0.25%. The temperature dependent structural details are present in Figure S9 . is hence analyzed in terms of the Lawrence-Doniach (LD)(equation (1) 
Here ψ 1 is the first derivative of digamma function, e is electron charge, h is the reduced magnetic field, ε is ln(T/Tc mid ), s is the distance between adjacent FeSe layers and r is a fitting parameter corresponding to coherence length amplitude ζ(0). Figure 3b presents the equation contribution to the conductivity ∆σ which varies with temperature under external magnetic fields from 0 T to 9 T. The fittings lead to an averaged ζ(0) = 0.9652Å, a value one order of magnitude smaller than the FeSe inter-layer distance. As shown in the inset of Fig. 3(b) , the experimental ∆σ strongly deviates from the 3D 
E. Hall resistivity
In Figure 4 , we show the transport properties of Lix (C3H0N2) It has to be mentioned that for electron-doped FeSe, the sign change of RH at high tempratures is very uncommon. Hall coefficient of both KxFe2−ySe2 [22] and (Li0.8Fe0.2)OHFeSe single crystals [23, 24] are negative and exhibit concave shape of RH in the measured tempretaure range. Meanwhile, the RH of superocnducting Lix(NH3)yFeSe are also negative below RT but increased monotonically with tempature [34] . The negative RH in heavy electron-doped FeSe is consistent with their novel electronic structure consist of only electron pockets [5] . T1 [36] . The phenomenon was attributed to the hole like bands moving close to the Fermi energy at high temperatures. Here, the significant sign reversal of RH universially observed in the title superconductors proved more direct evidences that at least one of the hole pockets beneath the EF can crossed the EF at high temperuates, and leads to a fundamental change in the fermi surface topologies. F. Electronic structure The results are similar to the previous calculations and direct ARPES measurements results [37, 38] .
By expanding the FeSe layer distance up to 10.62Å, the band structure of (C3H10N2)0.32FeSe exhibits a nearly flat dispersion along F-Z route with quasi-2D character, suggestting the dispersion along c-axis is weakened as the molecule intercalated ( Figure S17 ). Meanwhile, the intercaltion has a profound influence on the electronic structure around Γ point. As shown in It has been noted that a universal sign reversal of Hall resistance with temperature is previously observed in FeSe films on SiTO3 substrate, the 1-2 unit cell (UC) thick films demonstrating a similar crossover from hole conduction to electron conduction above Tc [26] . More intriguing, the sign reversal temperature is found directly correlated to the layer thickness, suggesting the sign reversal of Hall resistance could be related to the decrese of dimensionallity in the FeSe system. Indeed, as shown in Table I , the interlayer distances of large organic molecule intercalated FeSe are significantly larger than other known FeSe based superconductors, and consequently the Fermi surface of those materials should more close to the 2D limits as in one unit cell FeSe films.
Considering the similar band structures in intercalated FeSe and monolayer FeSe, it is postulated that the same picture may also be valid to explain the observation of even
higher Tc up to 63 K in highly strained 1 ML FeSe on the rectangular (100) face of rutile TiO2 [40 ] . Moreover, it is expected the sign reversal of Hall resistance should be universal for a majority of organic molecule intercalated FeSe materials with superexpanded FeSe interlayer distances.
IV. CONCLUSION
In summary, two tetragonal superconducting phases are identified in 
